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Instruments. UV/Vis absorption spectra were measured with a Hitachi U-3310 spectrophotometer using CH 2 Cl 2 as a solvent. IR spectra were obtained with a JASCO FT/IR-460
Plus spectrometer with a KBr method.
1 H NMR spectra were recorded with a Bruker AVANCE 500 FT-NMR spectrometer. Chemical shifts are reported in ppm with reference to TMS.
Elemental analysis was performed by the Service Center of Elementary Analysis of Organic
Compounds at Kyushu University. Electrochemical measurements were carried out in a nitrogen-filled glovebox with a standard three-electrode configuration using glassy carbon, platinum wire and Ag/AgCl as working, counter and reference electrodes, respectively. Under our experimental conditions, a half-wave potential (E 1/2 ) of ferrocene/ferricinium (Fc/Fc + ) redox couple was observed at +0.60 V and +0.48 V vs. Ag/AgCl, respectively, in THF and CH 2 Cl 2 containing 0.1 M n-Bu 4 NPF 6 . EPR spectra were recorded with a Bruker EMX 8/2.7 spectrometer.
X-ray diffraction study. X-ray crystallography was performed using a Bruker SMART APEX CCD diffractometer quipped with graphite-monochromated Mo Kα radiation (λ = 0.71073 Å) from a fine-focus sealed tube operated at 50 kV and 30 mA. A single crystal of 1 was mounted on a glass fiber and the data frames were integrated using SAINT 2 and merged to give a unique data S-3 set for the structure determination. Absorption corrections by SADABS 3 were carried out. The structure was solved by a direct method and refined by the full-matrix least-squares method on all F 2 data using the SHELXL-97 4 suite of programs. All non-hydrogen atoms were anisotropically refined. Hydrogen atoms except those on disordered carbon atoms were placed using geometrically idealized positions and constrained to ride on their parent atoms with U iso (H) = 1.2U eq (CH and CH 2 ), U iso (H) = 1.5U eq (CH 3 ). Hydrogen atoms on inner nitrogen atoms were placed with an occupancy of 0.5 and U iso (H) = 1.2U eq (N). 154.41, 143.13, 142.81, 141.27, 140.73, 138.49, 132.68, 132.40, 130.21, 127.30, 122.77, 120.46, 117.30, 114.50, 112.40, 105.72, 105.19, 48.07, 39.95, 38.50, 30.27, 30.04, 29.92, 25.53, 25.22, 25.07, 20.22, 14.53, 14.47, 14.43, 14.28 . IR (KBr, cm -1 ): ν = 2954, 2927, 2869, 1609, 1561, 1496, 1463, 1367, 1257, 1209, 1177, 1083, 1042, 969, 950, 897, 811, 744 . 35, 156.19, 150.05, 147.43, 147.36, 144.22, 143.16, 141.98, 141.73. 138.70, 136.64, 120.19, 116.42, 115.73, 112.10, 111.14, 103.00, 99.84, 49.77, 39.93, 32.95, 30.88, 30.72, 30.62, 25.36, 24.79, 24.61, 19.40, 14.49, 14.48, 14.45, 14.08 Figs. S1-S10 show 1D and 2D NMR spectra of 2. Tables S1 and S2 summarize containing n-Bu 4 NPF 6 are shown in Fig. S11 −S13.
Synthesis

HR-ESI-TOF-MS
Chemical reduction of 2 for EPR spectroscopy. In a nitrogen-filled glovebox, compound 2 (0.5 mg, 0.9 µmol) was dissolved in THF (super dehydrated, Wako Pure Chemical Industries, Ltd.) in an EPR quartz tube. A one equiv. of freshly prepared sodium anthracenide in THF was added to the solution. The EPR tube was sealed, taken out from the glovebox, and the EPR spectrum, shown in Fig. S14 , was recorded at 125 K.
Controlled potential electrolysis.
In a nitrogen-filled glovebox, compound 2 (1.2 mg, 2.1 µmol)
was dissolved in a THF solution (5 mL) containing n-Bu 4 NPF 6 (387 mg, 1.0 mmol) and DDT (13.6 mg, 42 µmol). A three-electrode cell consisting of a platinum mesh (0.8 × 3 cm) working electrode, Zn plate (0.5 × 5 cm) counter electrode and an Ag/AgCl reference electrode was used for the controlled-potential electrolysis. The electrode potential was applied to −2.00 V vs. Fc/Fc + .
After 3-h electrolysis, the solvent was removed by evaporation. The residue was loaded onto a silica gel column (Silica gel 60N, Kanto Chemicals) and eluted with CH 2 Cl 2 /n-hexane (1:6, v/v).
The colorless first band was collected and the solvent was removed. The residual oil was dissolved in CDCl 3 . The formation of dechlorinated products, DDD and DDMU, was confirmed 
